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Crystal Data and Structure Refinement
. Crystal data and structure refinement of 4.
Empirical formula
C 8 H 6 F 3 NO Formula weight 189.14 Temperature (K) 100 (2) Wavelength ( . MEP maps plotted on the surface of the molecules 1-7. An isodensity surface with a density limit 0.001 a.u. was used. Positive regions are shown in blue (> +6.28 kcal mol -1 ), negative in red (< -6.28 kcal mol -1 ), and neutral in green. Molecules 4A, 5, and 6 have the σ-hole regions highlighted.
The NH groups (from 38 to 47 kcal mol -1 ) present the maximum electrostatic potential (V max ) and the carbonyl oxygen atoms (from -35 to -42 kcal mol -1 ) the minimum (V min ) in the studied compounds. Thus, these regions are the most reactive sites of these molecules. The magnitude of σ-holes increases with increasing atomic number of the halogen in the order F < Cl < Br, being their respective maximum electrostatic potential:
6.96 kcal mol -1 < 17.01 kcal mol -1 < 21.41 kcal mol -1 . Based on the V max and V min values located on the amide group, there is no competition between the amide sites (NH and C=O) and other regions. As secondary interactions, the substituents can influence packing due to changes in the potentials of the hydrogenated and halogenated substituents. Thus, a systematic supramolecular approach is needed to analyze characteristics and differences in the crystalline packing of these compounds. Figure S3 . Supramolecular cluster of the compound 7B. Figure S4 . Supramolecular cluster of the compound 7 tetramer . Figure S6 . Supramolecular cluster of the compound 2. Figure S8 . Supramolecular cluster of the compound 4A. Figure S9 . Supramolecular cluster of the compound 4B. Figure S10 . Supramolecular cluster of the compound 5. Figure S11 . Supramolecular cluster of the compound 6. . 1 H-13 C HSQC NMR spectra of compound 7 in CDCl 3 at 298 K. Figure S32 . 1 H-13 C HMBC NMR spectra of compound 7 in CDCl 3 at 298 K. Figure S33 . Correlation graph between improper angles (θ 2 ) and the Charton's steric parameter (υ). Compounds 3, 4, and 7 were not considered. 
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